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METHOD FOR BOTTOMLESS DEPOSITION OF BARRIER LAYERS IN INTEGRATED 
CIRCUIT METALLIZATION SCHEMES 

Field of the Invention 

The method relates generally to integrated circuit processing and fabrication and, more particularly, to metal 
5 interconnect structures and the deposition of barrier layers in a selective way. 

Background of the Invention 
The ongoing focus on miniaturization and the increasing complexity and speed requirements of integrated 
circuits demand continuously higher density integration. To achieve this, there is an ongoing downscaling in the 
dimensions of the active devices, as well as of the structures interconnecting these devices. These interconnect 
10 structures can comprise multiple metal levels which are, depending on the desired interconnect pattern, either 
Separated from ens another by means of intsrleve! insulating layers or connected to one another by mean* of ? 
conductive connection through the insulating layer. Besides this downscaling of the dimensions, additional measures 
are required to be able to meet the stringent speed specifications. Conventionally, the metal levels are aluminum (Al) 
layers while the insulating layers are oxide layers. In order to reduce the signal delay, one can choose a metal layer 
15 with a higher conductivity compared to aluminum and/or choose insulating layers with a lower dielectric constant 
compared to oxide layers. To meet these objectives copper-containing metal layers and/or copper-containing 
connections will be introduced in the near future. 

The use of copper (Cu) in interconnect structures has some commonly known disadvantages. Cu can have a 
high diffusion in the surrounding insulating layers, which negatively affects the reliability and the signal delay. Several 
20 solutions have been proposed to solve this problem. Materials such as refractory metals have been used as a barrier 
layer to prevent copper from migrating into the surrounding layers. 

The currently used technique inhibits the migration of copper ions in the surrounding layers by depositing a 
barrier layer in a non-selective way. Figure 1 illustrates the resulting structure. The conductive bottom surfaces 10 as 
well as the insulating sidewalls 12 (which include the trench floors 13) of the opening in an insulating layer 14 are 
25 covered with a barrier material 16. In case of chemical vapor deposition (CVD), the barrier 16 is conformally deposited. 
In case of physical vapor deposition (PVD), the coverage of the vertical wails and the bottom of the opening is thinner 
compared to the coverage of the top of the structure. However, the ratio between vertical and horizontal coverage can 
be tuned to a certain extent by modifying the process parameters like deposition power, the bias of deposition, etc. 

Several problems are related to the deposition of barrier layers. Since the barrier layer is deposited on both 
30 the insulating sidewalls 12 and the conductive bottom wall 10 of an opening in an insulating layer 14, 15, the 
occurrence of a barrier layer on the bottom wall 12 causes several inconveniences. When the opening is filled with a 
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The presence of the barrier layer 16 on the bottom surface 10 of an opening in an insulating layer creates 
additional inconveniences. Since the adhesion between the barrier layer 16 and the underlying conductive layer 20 is 
not always good, the current flowing between the different conductive levels will be influenced, having a negative 
impact on the reliability and the resistivity of the conductive path. 
5 In U.S. Patent No. 5,904,555, a direct copper-to-copper connection between different levels in an integrated 

circuit is disclosed. In a first step, a barrier layer is conformally deposited into the via. In a second step, the barrier 
layer covering the lower copper level is selectively removed by amsotropically etching. The barrier covering the vertical 
sidewalls remains. This method implies a more complex process with more process steps than conventional barrier 
formation, which causes additional difficulties by implementation. Furthermore, the cost will increase. 
10 Consequently, a need exists for a method of forming a direct metal-to-metal contact by selectively depositing 

a darner layer on the insulating surfaces of an opening formed in an insulating layer, such that superior conductive 
behavior of the metal levels in an integrated circuit (10 can be obtained. 

Summary of the Invention 

Methods are described herein for selectively depositing a material, particularly a barrier material, on a 

15 substrate. The method selectively provides the material on a first surface while leaving a second surface exposed, 
where the first and second surfaces differ in material composition. Preferably, the method involves conditioning the 
first surface to form ligands thereon, and thereafter depositing the barrier fayer on the conditioned first surface while 
avoiding depositing on the second surface. 

Desirably, the first surface is of an insulating layer and the second surface is of a conductive layer. More 

20 particularly, in the preferred embodiments, a method is described for depositing a barrier layer on part of the sidewalls 
of an opening passing through at least an insulating layer to a layer consisting essentially of a conductive material is 
described. This method comprises creating the opening in the insulating layer, conditioning at least insulating 
sidewalls of the opening to form ligands on these insulating sidewalls, and thereafter depositing the barrier layer on the 
insulating sidewalls while avoiding deposition of the barrier layer on conductive sidewalls. 

25 In accordance with one aspect of the invention, the method comprises removal of Itgands formed on the 

second surface after conditioning. 

In accordance with another aspect of the invention, conditioning results in modification [e.g., chemical or 
physical modifications) of the first and second surfaces, followed by further modification of the conditioned second 
surface. The further modification can comprise removal of the conditioning modifications, or converting the 

30 conditioning modifications into growth-blocked surface formations. Exemplary further modification includes: heating 
in a reducing ambient; plasma treatment in a reducing ambient; heating under vacuum or high pressure; or chemical 
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figands on said sidewalls of said opening are formed. Conditioning can also comprise a chemical reaction between said 
sidewalls of said opening consisting of said conductive material and an appropriate atmosphere such that ligands on 
said sidewalls of said opening are formed. Said conditioning can comprise also an additional step being characterized 
in that said ligands formed on said sidewalls consisting essentially of conductive material are removed. 
5 In accordance with one aspect of the invention, depositing the barrier layer is performed by atomic layer 

deposition. 

In accordance with one aspect of the invention, the opening created in the insulating layer is a via hole, a 
contact hole or a trench. 

In accordance with one aspect of the invention, the insulating material can be silicon dioxide, silicon nitride, 
10 silicon oxynitride, a low-k material or a porous material with a low dielectric constant. 

!n accordance with one aspect of the invention, the ligands are selected from hydroxvl. cvano, NH ? , NH, 
fluoro, bromo, iodo, chloro, methyl, alkoxo, (3-diketonato, isopropoxo and other carbon-containing groups. 

In accordance with one aspect of the invention, the conductive material can be copper, aluminum, tungsten, 
cobalt, silver, gold, platinum, palladium, iridium, rhodium or ruthenium. 
15 in accordance with one aspect of the invention, the barrier layer comprises a material selected from the 

group consisting of nitrides of refractory metals and silicon, carbides of refractory metals and silicon, borides of 
refractory metals and silicon, phosphides of refractory metals and silicon and oxynitrides of refractory metals and 
silicon. Particular examples include materials selected from the group consisting of Co, Ta, Ti, TiN, TaN, Si 3 N^ W X N, 
Hf,N, Mo x N and/or compounds thereof. 
20 Brief Description of the Drawings 

These and other aspects of the invention will be readily understood from the detailed description below and 
from the appended drawings, which are meant to illustrate and not to limit the invention, and in which: 

Figure 1 is a schematic cross-section of a dual damascene structure in an integrated circuit metallization 
scheme, including a non selective barrier; 
25 Figure 2 is a schematic cross-section of a dual damascene structure including a selective barrier, in 

accordance with the preferred embodiments of the present invention; 

Figure 3 is a schematic cross-section of a partially fabricated dual damascene structure, showing selective 
conditioning of insulating surfaces in accordance with an intermediate stage of fabrication, in accordance with the 
preferred embodiments; and 

30 Figure 4 is an exemplary gas flow diagram for depositing a barrier layer, in accordance with a preferred 

embodiment of the present invention. 

35 includes conditioning at least one of the surfaces to form ligands on the conditioned surface and thereafter depositing 
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a barrier layer on the conditioned surface while avoiding deposition on the non-conditioned surface. Conditioning, as 
used herein, prepares the surface for further deposition, and in the iiiustrated embodiment involves making the surface 
susceptible to an atomic layer deposition (ALD) process to form the desired barrier layer. In contrast, the non- 
conditioned surface is substantially insensitive to the ALD process for the desired barrier layer. The *n on- conditioned* 

5 surface can be achieved by failure to condition this surface or by further modification of conditioning on this surface. 

While iiiustrated in the context of selective barrier deposition during dual damascene metallization, the skilled 
artisan will readily find application for the principles and advantages disclosed herein in other contexts, particularly 
where selective deposition is desired with high step coverage. The invention has particular utility for depositing 
selectively on one of insulating and conductive materials, as compared to the other of insulating and conductive 

10 materials. 

The prefer red method inciudss selectively depositing a barrier layer on first sidewa!!? of an opening passing 
through an insulating layer formed on a substrate, and exposing a second sidewall. The first sidewalis are defined as 
the sidewalis of the opening consisting essentially of the insulating material. The second sidewalis are the sidewalis 
of the opening consisting essentially of a conductive material. This method provides a direct contact between the 

15 different conductive levels in an integrated circuit metallization scheme. Since the barrier layer between the 
conductive levels has a detrimental effect on the electromigration behavior of the structure, the formation of this 
barrier layer will be avoided over the second sidewalis. 

As noted, a particular object of the preferred embodiments relates to selectively depositing a barrier layer, 
thereby avoiding the problem of covering a metal layer with a barrier in ultra large scale integration (ULSI) 

20 metallization. Damascene technology allows building up horizontal metal patterns as well as vertical metal 
connections. These connections are required in order to be able to provide a conductive connection between two 
horizontal metal patterns being processed in an IC. To provide such a connection, usually first openings have to be 
formed in the insulating layer or in the stack of insulating layers between two different conductive levels. An example 
of such opening is a trench, a contact hole or a via hole. This opening is filled with the appropriate metal in a 

25 subsequent step, such that a vertical connection is realized between two different horizontal conductive levels. To 
prevent diffusion of the metal in the surrounding insulating layer, a diffusion barrier layer is deposited in the opening 
before depositing the metal. 

With reference to Figure 2 (resultant structure* and Figure 3 (mid-process), wherein like reference numerals 
are employed to reference like parts as in Figure 1, the invention is illustrated in the context of integrated circuit 

30 metallization. In a ULSI metallization scheme, and more particularly in the damascene approach, horizontal as well as 
vertical metal connections are formed in surrounding insulating layers 14 and 15. These vertical metal connections are 



•4- 



WO 01/15220 



PCT/USOO/23252 



conventionally used in the art for orientations as they would be if the wafer or chip were horizontal with the devices 
facing up. 

To provide such a connection, first an opening 22 is created in insulating layer(s) 14, 15 formed on a 
substrate. In the illustrated dual damascene context, the opening 22 includes a trench formed in an upper insulating 
5 layer 15, as well as a contact via formed at a discrete location along the trench in a lower insulating layer 14. The 
skilled artisan will appreciate that, in other arrangements, the opening can comprise a contact via alone or a trench 
alone. 

The opening 22 can be created in the insulating layer(s) 14, 15 by using a hard mask layer on top of the 
insulating layer(s) 14, 15, among other techniques. The hard mask layer can be, but is not limited to, silicon carbide. 
10 The opening 22 in the insulating layer 14, 15 is adjacent to and exposes the conductive layer 20. In state of the art 
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for larger features, e.g., an opening with a iinewidth greater than 5 jam, such as a bonding path or a capacitor. 

The opening 22 has first sidewalls 12 and second stdewalls 10. The first sidewalls 12 are defined as the 
sidewalls of the opening 22 consisting essentially of an insulating material, including "vertical" portions and 

15 "horizontal" trench floors 13. The second sidewalls 10 are the sidewalls of the opening 22 consisting essentially of a 
conductive material, shown at the bottom of the opening 22 in the illustrated embodiment. The insulating layer(s) can 
be a form of silicon dioxide, silicon nitride, silicon oxynitride, a tow-k polymer or a porous material with a low dielectric 
constant. The insulating layer(s) can also be covered with a material such as silicon carbide, silicon nitride or any other 
inorganic insulating material. The substrate can be partly processed or a pristine wafer or a slice of semiconducting 

20 material, e.g. a glass slice, or a conductive material. The substrate can comprise a patterned conductive layer. 
Particularly, in case said substrate is a partly processed wafer or slice; at least a part of the active and/or passive 
devices can already be formed and/or at least a part of the structures interconnecting these devices can be formed. 

The opening 22 in the insulating layer(s) 14, 15 can be created by lithography and subsequently by etching 
the patterned structure. Etching can be dry etching or wet etching, but preferably dry etching. The composition of the 

25 etch plasma depends on the characteristics of the insulating material. 

In a subsequent step, the opening is preferably cleaned by techniques known in the art. 
The sidewalls of the opening 22 are conditioned such that chemical ligands are formed on the first sidewalls 
12 of the opening 22. Said chemical ligands are chemical groups or atoms covalently bound to the chemical molecules 
of the insulating material 22. Conditioning can be a chemical reaction occurring by exposing the substrate and thus 

30 the first sidewall to the air or to a dedicated atmosphere such that the chemical composition of the sidewalls is 
modified, i.e. chemical. Conditioning can also be a chemical reaction from exposing the substrate, and thus the first 
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sidewalls of the opening before exposing the cleaned opening to the air. Examples of such naturally conditioned 
insulating layers include oxide-containing layers. The dedicated atmosphere can also be part of the etching ambient 
when the openings 22 are created. In this manner, the first sidewafls 12 are conditioned in-situ during etching, which 
the bottom or second sidewalls 10 is etched clean. Modifications of the second sidewall 10 can be removed during 
5 etching. 

Chemical ligands are chemical groups or atoms chosen such that they can be selectively replaced by a 
chemical reaction with another chemical group or chemical molecule present in the atmosphere during at least initial 
stages of subsequent deposition of the barrier layer. These chemical ligands jand exemplary source fluids for them) 
include, but are not limited to, hydroxy! (moisture and alcohols), cyano (HCN), NH ; (NH 3 and N 2 H 4 ), NH (NH 3 ), fluoro 

10 (fluorine), bromo (bromine), iodo (iodine), chloro (chlorine), methyl (organics), alkoxo (alcohol), (3-diketonato {[3- 
dikeionaio), isopropuxu (isupfuxide) and other carbon-containing groups. It will be understood that the source fluids 
can generally be ionized and provided to the substrate in radical form for more ready attachment of the ligands. The 
chemical ligands are preferably formed on the first sidewalls 12 (including trench floors 13), consisting of insulating 
materials in the illustrated embodiment. Figure 3 show hydroxyl ligands formed only on the insulating first surfaces 12 

15 (including trench floors 13). 

Depending on the characteristics of the conductive material, the chemical ligands can also be formed on the 
second sidewall 10 of the opening 22. In this case, the chemical ligands are desirably selectively removed from the 
second sidewall 10 of the opening 22. Such selective removal can include, but is not limited to, a moderate heating of 
the substrate in a reducing ambient or a plasma treatment in a reducing ambient. Advantageously, due to differences 

20 in the binding force between the conditioning ligands and different materials, it is generally easier (i.e., requires less 
energy) to remove ligands from metals such as copper, silver, gold and platinum than it is to remove the same ligands 
from insulating material. 

The layer of conductive material on the second sidewall 10 in contact with the air or another atmosphere can 
also be modified. This modification can be a chemical reaction such as oxidation or a physical modification such as 
25 adsorption of substances. Modification can comprise, for example, forming a blocking layer on the second surface 10 
that either does not react with the subsequent deposition chemistries, or results in much slower deposition than over 
the first surface. As a non-limiting example, -SiX B ligands (where X - F, CI, Br or I and n - 1, 2 or 3) can be formed 
with a step of exposure to a silicon haltde, which can be a pulse of silicon halide source gas prior to barrier deposition. 
These blocking ligands more readily form, for example, over oxide at the second surface (e.g., native oxide or oxide 
30 formed during the conditioning of the first surface) than over insulating walls of the first surface. 

Another exemplary modification of the second surface comprises formation of a sacrificial layer over the 
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W0 3 (solid) + 2WF s (gas) -» 3W0F 4 (gas) 

Any modified layer (e.g., growth-blocking layer or any remainder of a sacrificial layer) is preferably removed 
after barrier formation and prior to further deposition (e.g., copper fill). Depending upon the material, removal of the 
modification can include a heating of the substrate under vacuum or high pressure or a chemical treatment such as a 

5 cleaning step, a chemical reduction, a selective etch, or a timed wet etch. Note that, depending upon the 
characteristics of the conductive materials 18, 20 already formed and to be formed in subsequent steps, the modified 
layer does not necessarily have to be removed in a dedicated process step but can sometimes be removed during 
further processing. For example, while filling or lining the opening 22 with the conductive material 18, as will be 
appreciated from the discussion below, surface modifications can be naturally removed. 

10 In a further step, a barrier layer 26 is selectively deposited on the first sidewalls 12 of the opening 22. The 

barrier layer Zb is essentially not formed on the second sidewaii 1u of the opening 10; i.e. the surface of iuc 
underlying conductive layer 20 is not covered with a barrier layer. In the preferred embodiment, no ligands are formed 
on said second sidewaii 10 that consists essentially of conductive material and deposition accordingly does not take 
place. The specific chemical structure of the insulating layer, i.e. the presence of chemical ligands, allows a selective 

15 deposition of the barrier layer. The chemical ligands present on the first sidewaii 12 will react with the atoms or 
molecules present in the deposition atmosphere. The chemical atoms or molecules present on the second sidewaii 10 
of the opening will not react with the atoms or molecules present in the deposition atmosphere. The deposition 
atmosphere is a chemical solution, vapor or gas consisting essentially of chemical compounds necessary for formation 
of the barrier layer. As a consequence, a selective deposition of the barrier layer 26 on the first sidewalls 12 of the 

20 opening 22 is obtained. 

The barrier layer 26 is preferably deposited by Atomic Layer Deposition (ALD). ALD is based on the exchange 
of chemical molecules or atoms between a material and a deposition atmosphere by atomic layer film deposition. The 
excnange of chemical molecules or atoms is a chemical reaction. The layer 26 is built up in sequential steps wherein 
each step involves the formation of one atomic layer by a chemical reaction or adsorption. The barrier layer 26 

25 consists of a material that prevents the diffusion of metal ions in the surrounding insulating iayer(s) 14, 15. The 
barrier layer 26 can be, but is not limited to, a material selected from the group consisting of refractory metals, 
nitrides of refractory metals and silicon, carbides of refractory metals and silicon, borides of refractory metals and 
silicon, phosphides of refractory metals and silicon and oxynitrides of refractory metals and silicon. Preferably, the 
barrier layer 26 includes Co, Ta, U TiN, TaN, S'^K W X N, Hf x N, Mo x N and/or compounds thereof. 

30 Advantageously, since the barrier material does not interrupt the metal-to-metal path, the barrier material 

need not be highly conductive. Thus, the preferred embodiments advantageously enable an expanded selection of 
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material by adsorption and preferably by chemisorption. The substrate temperature is kept within a window 
facilitating chemisorption. In particular, the substrate temperature is maintained at a temperature low enough to 
maintain intact chemical bonds between adsorbed species and the underlying surface, and to prevent decomposition of 
the reactant species. On the other hand, the substrate temperature is maintained at a high enough level to avoid 
5 condensation of reactants and to provide the activation energy for the desired surface reactions in each phase. Of 
course, the appropriate temperature window for any given ALD reaction will depend upon the surface termination and 
reactant species involved. 

Each pulse or phase of each cycle is preferably self-limiting in effect. In the example set forth below, each of 
the phases are self-terminating {i.e., an adsorbed and preferably chemisorbed monolayer is left with a surface non- 
10 reactive with the chemistry of that phase). An excess of reactant precursors is supplied in each phase to saturate the 
structure surfaces. Surface saturation ensures feactafit occupation of all available reactive sites (subject to physical 
size restraints, as discussed in more detail below), while self-termination prevents excess film growth at locations 
subject to longer exposure to the reactants. Together, saturation and self-terminating chemistries ensure excellent 
step coverage of the first surfaces 12. 
15 Figure 4 and Table l below illustrate an exemplary process. A gas flow sequence is represented in 

accordance with a particular embodiment, which is meant to be exemplary and not limiting. In the illustrated example, 
a conductive nitride, and more particularly a metal nitride, is formed by supplying the workptece with a metal source 
gas alternately with a nitrogen source gas. The first or metal phase 107 of each cycle chemisorbs a layer of metal- 
containing material, desirably in the absence of the nitrogen source gas. The second or nitrogen phase 111 of each 
20 cycle reacts or adsorbs a nitrogen-containing material on the deposited metal-containing layer, desirably in the absence 
of the metai source gas. It will be understood that, in other arrangements, the order of the phases can be reversed, 
and that the reactant removal or purge steps can be considered part of the preceding or subsequent reactant pulse. 

Surfaces of the damascene structure upon which the lining material is to be formed (i.e., the first surface 12, 
including the trench floor 13 but excluding the second surface 10) are initially terminated to provide a surface that is 
25 reactive with the metal source gas. Reactants of the metal phase 107 can chemisorb upon oxide and nitride surfaces 
of some preferred damascene structure without separate surface termination. 

Most preferably, the metal phase 107 is self-limiting, such that no more than about one atomic monolayer is 
deposited during the first phase. Desirably, a volatile metal source gas is provided in a pulse 104. Exemplary metal 
source gases include titanium tetrachloride (TiCU, tungsten hexafluoride (WF 6 ), tantalum pentachloride (TaCI 5 ), 
30 tantalum pentaethoxide, tetrakis(dimethylamtno)titanium, pentakis(dimethyiamino)tantalum ( copper chloride fCuCI) and 
copper hexafluoroacetylacetonate vinyltrimethylsilane (Cu(HFAC)VTMS). 
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During the pulse 104, the metal source gas reacts with exposed and selectively terminated surfaces of the 
workpiece to deposit or chemisorb a "monolayer" of metal-containing species. While theoretically the reactants will 
chemisorb at each available site on the exposed layer of the workpiece, physical size of the adsorbed species 
(particularly with terminating iigands) will generally limit coverage with each cycle to a fraction of a monolayer. In the 
5 example of Table I below, the AID process grows metal nitride layers at roughly 0.35 A/cycle, such that a full 
monolayer effectively forms from material deposited approximately every 15 cycles for TiN, which has a bulk lattice 
parameter of about 4.2 A. Each cycle is represented by a pair of metal source gas and nitrogen source gas pulses. 
"Monolayer/' as used herein, therefore refers to a fraction of a monolayer during deposition, referring primarily to the 
self-limiting effect of the pulse 104. 

10 in particular, the metal-containing species deposited/adsorbed upon the workpiece is self terminating such 

that the surface will not further react with the metai source gas. in the example set iorth beiow, TiCi 4 (Table il leaves 
a monolayer of chloride-terminated titanium. WF 6 would leave a monolayer of fluorine-terminated tungsten. Similarly, 
other volatile metal halides will leave halide-terminated surfaces, and metal organics, such as tantalum pentaethoxide, 
tetrakisidimethylaminoltitanium, and pentakisfdimethylaminoltantalum, will leave surface terminated with organic 

15 bgands. Such surfaces do not further react with the metal source or other constituents of the reactant flow during the 
metal source gas pulse 104. Because excess exposure to the reactants does not result in excess deposition, the 
chemistry during the metal phase 107 of the process is said to be self-limiting. Despite longer exposure to a greater 
concentration of reactants, deposition on upper surfaces of the workpiece does not exceed deposition on insulating 
surfaces near the via floor. As noted, the metal phase 107 preferably does not readily react with the second surface 

20 10 (Figure 3). 

In a second phase 111 of the cycle 115, a puise 108 of a nitrogen source gas is then provided to the 
workpiece. In the illustrated examples, the nitrogen source gas comprises ammonia. Preferably, the second phase 1 1 1 
is maintained for sufficient time to fully expose the monolayer of metal-containing species left by the first phase 107 
to the nitrogen source gas. After a sufficient time for the nitrogen source gas to diffuse into the bottom of the dual 

25 damascene contact via, shutting off the flow of the metal source gas ends the nitrogen pulse 108. Preferably, carrier 
gas continues to flow in a purge step 110 until the nitrogen source gas is purged from the chamber. 

During the nitrogen pulse 108, the nitrogen source gas reacts with or chemisorbs upon the self-terminated 
metai monolayer left by the first phase 107 upon the first surface 12 (Figure 3). In the embodiment of Table I, this 
chemisorption comprises a saturative ligand-exchange reaction, replacing the halogen termination of the metal 

30 monolayer with a nitrogen-containing species. In other arrangements, an intermediate getter or scavenging phase first 
removes the halogen termination of the metal monolayer prior to a nitrogen pulse. In this case, in a third phase the 

access .eaves a stoichiometric melal n;ir :e. As csc^ssec wi:n rested to r.e 7ie:ai cnase i j, :r,e nxnoiaver neec 
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not occupy all available sites, due the physical size of the adsorbed species. However, the second phase 1 1 1 also has 
a self-limiting effect. 

In particular, the nitrogen source gas reacts with the metal-containing species chemisorbed onto the 
workpiece surface during the previous pulse of metal source gas. The reaction is also surface terminated, since 
5 ammonia or other nitrogen source (e.g., hydrazine, N radicals, etc.) during the pulse 108 will not react with nitrogen 
and NH, tails terminating the metal nitride monolayer. Moreover, temperature and pressure conditions are arranged to 
avoid diffusion of ammonia through the metat monolayer to underlying materials. Despite longer exposure to a greater 
concentration of reactants in this saturative, self limiting reaction phase 111, the thickness of the metal nitride formed 
on upper surfaces of the workpiece does not exceed the thickness of the metal nitride formed on insulating surfaces 

10 near the via floor. Again, the second surface 10 is preferably non-reactive with the nitrogen pulse. 

[he metal phase 1 07 (including meiai source puise 104 and purye 106) dud nitrogen phase 108 (including 
nitrogen source pulse 108 and purge 110} together define a cycle 115 that is repeated in an ALD process. After the 
initial cycle 115, a second cycle 115a is conducted, wherein a metal source gas pulse 104a is again supplied. The 
metal source gas chemisorbs a metal-containing species on the surface of the metal nitride formed in the previous 

15 cycle 115. The metal-containing species readily react with the exposed surface, depositing another monolayer or 
fraction of a monolayer of metal-containing species and again leaving a self-terminated surface that does not further 
react with the metal source gas. Metal source gas flow 104a is stopped and purged 106a from the chamber, and 
(according to Table I) a second phase 111a of the second cycle 115a provides nitrogen source gas to nitridize the 
second metal monolayer. Alternatively, the nitrogen phase is preceded by an intermediate getter or scavenging phase. 

20 The cycle 115a is repeated at least about 10 times, and more preferably at least about 20 times, until a 

sufficiently thick metal nitride is formed to serve a barrier function in the dual damascene structure. Advantageously, 
layers having a thickness of less than about 200 A, and more preferably less than about 100 A, can be formed with 
near perfect step coverage by the methods of the preferred embodiments. Step coverage relates to the ratio of 
insulating wall coverage near the bottom of the opening as compared to the upper surface of the substrate. As noted, 

25 deposition preferably occurs selectively on the insulator surfaces 12, as compared to the conductive bottom surface 
10. 

In the subsequent steps, the opening 22, which is partially covered with a barrier layer 26, is filled with a 
conductive material 18 (Figure 2) using deposition techniques known in the art. As a result, a direct contact between 
the opening 22 filled with conductive material 18 and the underlying conductive layer 20 is created. Consequently, no 
30 divergence or discontinuity exists between the two conductive levels, yielding a superior conductive behavior, 
regardless of the resistivity of the barrier material. 

An insulating layer ,s ce pestle J a ^ L : : ' - ; ^ ■ ' e s^Lisu j; t l^i . l d ^-m, ^i^t^ta v. ,a d pnii.i.t 
35 wafer. The substrate is preferably a partly processed wafer. The insulating layer 14, 15 can be deposited on a 
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previously fabricated conductive circuit element 20, which can represent a lower metal level, a contact level or a 
transistor level. The insulating layer 14, 15 can comprise one of the materials noted above. In the illustrated 
embodiment, the insulating material comprises a form of silicon dioxide. The insulating layer 14, 15 is patterned, by 
lithography and dry etch step, such that an opening 22 is formed in the silicon dioxide layer using the dual damascene 
5 approach. The first sidewalls 12 of the opening 22 consist of silicon dioxide and second sidewalls 10 consist of 
conductive material 20. After the dry etch step, the substrate is cleaned. In a next step, the silicon dioxide layer is 
conditioned in such a way that ligands are formed on the silicon dioxide layer, e.g., a layer of silicon hydroxide is 
formed. To obtain this, the insulating iayer(s) 14, 15 are exposed to a source of H or OH radicals, such as a wet 
atmosphere, OH or H plasma. 

10 The first sidewall 12, i.e., the surface of the insulating layer 14, 15, reacts with hydrogen and OH radicals 

present in the plasma. Trie reaction is oniy iimited to The surface of siiicon dioxide exposed to the plasma, Once iiie 
entire surface of the first sidewall 12 is saturated with hydroxy! tails or ligands, reaction will spontaneously terminate. 
In tne illustrated embodiment, the first sidewall 12, which comprises silicon dioxide, can also react with moisture 
present in the air. A spontaneous conditioning will take place. 

15 When the conductive material is copper, the copper layer can be modified, such as by forming a sacrificial 

layer or ALD blocking layer thereover. As noted above, changes on the chemical structure of the copper layer should 
generally be removed prior to filling, either prior to or subsequent to lining with the barrier material. Furthermore, 
substances which are absorbed on the surface should be removed. 

A TiN barrier layer 26 is selectively deposited using atomic layer deposition (ALD), based on the exchange of 

20 chemical groups during alternating pulses of reactants, each of which preferably form no more than about one 
monolayer of material. The substrate is brought in contact with TiCI, in the vapor phase, such that a reaction occurs 
between TiCI, and the hydroxy! groups present on the insulating material. Since no hydroxyl ligands are present on the 
second sidewall 10 of the opening 22, i.e. the sidewall 10 consisting essentially of conductive material, no chemical 
reaction will take place between the conductive layer and TiCI 4 . The first reaction product forms a first layer on the 

25 insulating surface. Next, a reaction occurs between NH 3 and the first reaction product, such that a second layer is 
formed. In the subsequent steps, the sequence of chemical reactions is repeated until a barrier layer with sufficient 
thickness is formed. 

Table I below provides an exemplary process recipe for forming a TiN layer suitable for a barrier applications 
in dual damascene metallization schemes for ultra large scale integrated processing. The process recipe represents one 
30 cycis in a single-wafer process module. In particular, the illustrated parameters were developed for use in the single- 
wafer ALD module commercially available under the trade name Pulsar™ 2000, available commercially from ASM 

:cjt„'a:e at -east tne first surface . <. :ne oyenriy l*.. .^jrge steps are a.'rangec to 'ernrjve reaciarus oeiweer. 
35 reactive phases from the vias. Simiiar ALD processes have been determined to achieve better than 90% step coverage 
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in voids with aspect ratios of greater than about 20:1. In view of the disclosure herein, the skilled artisan can readily 
modify, substitute or otherwise alter deposition conditions for different reaction chambers and for different selected 
conditions to achieve saturated, self-terminating phases at acceptable deposition rates. 

Advantageously, the ALD processes described herein are relatively insensitive to pressure and reactant 
5 concentration, as long as the reactant supply is sufficient to saturate the trench and via surfaces. Furthermore, the 
processes can operate at low temperatures. Workpiece temperature is preferably maintained throughout the process 
between about 200°C and 500°C to achieve relatively fast deposition rates while conserving thermal budgets during 
the back-end process. More preferably, the temperature is maintained between about 350°C and 400°C, and most 
preferably between about 380°C and 400°C. Pressure in the chamber can range from the milliTorr range to super- 
10 atmospheric, but is preferably maintained between about 1 Torr and 500 Torr, more preferably between about 10 Torr 
and 100 Torr. 



Table I 



Phase 


Carrier Flow 
(slm) 


Reactant | Reactant 
Flow 

i 

! (seem) 


Temperature 

(°C) 


Pressure 

(Torr) 


Time 
(see) 


metal 
source 


400 


TiCI 4 


20 


400 


10 


.05 


purge 400 






400 


10 




0.8 


nitrogen j 400 
source 


NH 3 


100 


400 


10 


0.75 


purge 400 j 
i ; 1 • — . — — — 


400 : 10 


1.0 



Table I above presents parameters for ALD of a titanium nitride [TiN) barrier into trenches and contact vias 
15 of a dual damascene structure. As noted, the metal source gas comprises titanium tetrachloride (TiCI,), the carrier gas 
comprises nitrogen >N ? ) and the nitrogen source gas preferably comprises ammonia (NH 3 ). 

In the first phase of the first cycle, TiCI 4 chemisorbs upon the first surfaces 12 {e.g., OH- or NH/terminated) 
of the dual damascene trenches and contact vias. The metal source gas preferably comprises a sufficient percentage 
of the carrier flow, given the other process parameters, to saturate the damascene surfaces. A monolayer of titanium 
20 complex is left upon the trench and via surfaces, and this monolayer is seif-terminated with chloride. Advantageously, 
the lack of conditioning, or modification of conditioning, on the second surfaces 10 prevents adsorption or reaction of 

spe:ie:. in ;ne illustrated emcodime".:. :re p r e 1 e r r e g reaciun i.'iarn^tr ::mprist^ ;.idni, r : Aa.i wmtr. 
25 advantageously convert TiCI, to TiCL The smaller species readily diffuse into vias, occupy more reactive sites per 
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cycle and more readily chemisorb onto the active sites. Accordingly, the catalyst enables faster deposition rates. The 
skilled artisan will readily appreciate that other catalysts can be employed for other chemistries. 

After the TiCI 4 flow is stopped and purged by continued flow of carrier gas, a pulse of NH 3 is supplied to the 
workpiece. Ammonia preferably comprises a sufficient percentage of the carrier flow, given the other process 
5 parameters, to saturatB the surface of the metal-containing monolayer. The NH 3 readily reacts with the chloride- 
terminated surface of the metal monolayer in a iigand exchange reaction, forming a monolayer of titanium nitride (TiN). 
The reaction is limited by the number of available metal chloride complexes previously chemisorbed. Neither ammonia 
nor the carrier gas further reacts with the resulting titanium nitride monolayer, and the monolayer is left with a 
nitrogen and NH, bridge termination. The preferred temperature and pressure parameters, moreover, inhibit (Effusion 
10 of ammonia through the metal monolayer. Advantageously, the NH 3 reactant under these conditions does not react 
with the second surface ID, which, as noted, has no conditioning or has mudiiieu conditioning (e.g., blocking layer or 
sacrificial layer). 

In the next cycle, the first phase introduces TiCI 4 , which readily reacts with the surface of the titanium 
nitride monolayer, again leaving a chloride-terminated titanium layer. The second phase of the second cycle is then as 
15 described with respect to the first cycle. These cycles are repeated until the desired thickness of titanium nitride is 
formed. 

In the illustrated embodiment, carrier gas continues to flow at a constant rate during both phases of each 
cycle. It will be understood, however, that reactants can be removed by evacuation of the chamber between 
alternating gas pulses. In one arrangement, the preferred reactor incorporates hardware and software to maintain a 

20 constant pressure during the pulsed deposition. The disclosures of U.S. Patent No. 4,747,367, issued May 31, 1988 
to Posa and U.S. Patent No. 4,761,269, issued August 2, 1988 to Conger et al., are incorporated herein by reference. 

Because the first surface reacts more readily with the (conditioned) first surface than with the 
(noncondmoned or modified) second surface, the above deposition is selective to the first surface. 

Note that a partially selective surface can also accomplish the desired selective result. For example, some 

25 ALD processes will deposit at slower rates on metal as compared to insulators, particularly when the ALD process 
itself produces a competing etch reaction on metal. Similarly, other different materials can result in different 
deposition rates on a first surface as compared to a second surface. Thus, partially selective deposition results in a 
thicker layer on insulating surfaces as compared to metal surfaces. The process can be made fully selective by a 
subsequent isotropic etch that is timed to stop after the thinner layer on the second surface has been completely 

30 etched, resulting in some thinning of the desired layer on the first surface. Advantageously, an isotropic etch is more 
readily achieved and less damaging than an anisotropic etch, such as that disclosed in U.S. Patent No. 5,904,565. 

y;e netnoa to De employed tor filing trie cuai carnas:ene s;r x: u rd diu ;ne u:.lu.j. iv u ; u.e Otpj^itu utimti iayt:. 
35 In the illustrated embodiment, a copper filler ts desirably electroplated over the illustrated metai nitride barriers. 
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Accordingly, a highly conductive seed layer is preferably first formed over the barrier layer 26 and over the exposed 
second surface 10. As is known in the art, the seed layer preferably comprises a metal layer, more preferably copper, 
and can be deposited by any of a number of processes. For example, the seed layer can be formed by physical vapor 
deposition (PVD), e.g., sputtering, chemical vapor deposition (CVD) or atomic layer deposition (ALD). A CVD process 
5 can be employed to deposit the seed layer with higher step coverage. Metal organic CVD (MDCVD) techniques are 
disclosed, for example, by Wolf et aL, "Process and equipment simulation of copper chemical vapor deposition using 
Cu(HFAC)VTMS," Microelectronic Engineering, Vol. 45, No. 1, pp.1 5-27 (Feb. 1999), the disclosure of which is 
incorporated herein by reference. If the underlying barrier layer 26 is conductive, the seed layer can also be 
electroplated or electroiess deposited thereover. In conjunction with high step coverage obtained in forming the prior 
10 metal nitride barrier layer by ALD, such methods may be adequate for many dual damascene schemes. 

Mnrt rwnlnroMu thn rnnrl totinr ir -alfrt fnrmaA ^t\i A) T\ Tkn tmliimn c 01,0 a) kw kink r + An *>*M,nr-k«n f«rmn*>nn n4 

IllUtJt f/l i<lk.l «k/l|, tMVi ottu lUfUl t*i UltlW PUI UPl/U u j nv.w. inu f UlUlllb J U I I41U iv J •■tyil Jkbp VUlblOtjC IUIIIIUUUII Ul 

one or more of the adhesion, barrier and seed layers thus contributes to a higher-conductivity line due to a greater 
volume available for the more conductive filler metal and increased chance of completely filling the contact vias and 
trenches. 

15 Table II 



Phase 


Carrier Flow : 
(slm) 


Reactant 


Reactant 
Flow 
(seem) 


Temperature 

(°C) 


Pressure 
Torr) 


Time 
(sec) 


metal 


400 


CuCI 


4 


350 


10 


0.2 


purge 


400 




j 350 


10 


0.5 


reduce 


400 


TEB 


40 


350 


10 


0.2 


purge 


400 


■• 




350 


10 


0.5 



Table II above illustrates an ALD pure metal process. In alternating phases, copper chloride is first adsorbed 
and then reduced by TEB. Advantageously, copper chloride is a smaller reactive species compared to organic copper 
species, facilitating rapid and more complete saturation of reactive sites on the workpiece. 
20 After formation of the seed layer, the opening is filled with a conductive material by electroiess plating or by 

electroplating. Deposition proceeds to a thickness that is sufficient to complete the bottom-up fill of the openings. 

The present invention is described by reference to several preferred embodiments in the foregoing 
description. It is apparent however that a person skilled in the art can imagine several other equivalent embodiments 
or other ways of practicing the present invention, the spirit and scope thereof being limited only by the terms of the 
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WE CLAIM : 

1. A method of selectively depositing a layer using an atomic layer deposition process, the method 
comprising: 

providing a deposition substrate comprising a first surface and a second surface, the first and 
5 second surfaces having different material compositions; and 

selectively coating the first surface as compared to the second surface by repeatedly alternating 
exposure of the deposition substrate to at least two reactant fluids. 

2. The method of Claim 1, wherein the first material comprises an insulating material that is 
selectively coated and the second material comprises a conductor. 

10 3. The method of Claim 2, wherein the first surface defines an opening in an insulating layer within an 

integrated circuit anrf the second surface comprises a metal element exposed by the opening. 

4. The method of Claim 2, wherein selectively coating comprises depositing a barrier material over the 
insulating material. 

5. The method of Claim 4, wherein the barrier material is conductive and has a resistivity less than 
15 about 300 fiQ-cm. 

6. The method of Claim 4, wherein the barrier material comprises a metal nitride. 

7. The method of Claim 6, wherein the barrier material comprises titanium nitride. 

8. The method of Claim 4, wherein the barrier material is an insulator. 

9. The method of Claim 1, further comprising conditioning at least the first surface for reaction with 
20 the reactant fluids. 

10. The method of Claim 9, wherein conditioning comprises forming ligands seiectiveiy on the first 

surface. 

1 1. The method of Claim 9, wherein conditioning comprises forming ligands on the first surface and the 
second surface and subsequently modifying the ligands on the second surface. 

25 12. The method of Claim 11, wherein modifying the ligands comprises convening the ligands into a 

growth-blocking layer. 

13. The method of Claim 11, wherein modifying the ligands comprises removing the ligands selectively 
*rom the second surface. 

14. The method of Claim 13, wherein removing the ligands selectively comprises heating the substrate. 
30 15. The method of Claim 14, wherein removing the ligands selectively further comprises exposing the 

substrate to a reducing ambient. 

35 substrate to high pressure. 
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18. The method of Claim 13, wherein removing the ligands selectively comprises a chemical reduction. 

1 9. The method of Claim 1 3, wherein removing the ligands comprises cleaning the second surface. 

20. The method of Claim 9, wherein conditioning comprises exposing the substrate to moisture. 

21. The method of Claim 9, wherein the first surface comprises a form of oxide and conditioning 
5 comprises exposing the substrate to a source H or OH radicals. 

22. The method of Claim 9, wherein conditioning comprises forming ligands on the first surface 
selected from the group consisting of hydroxyl, cyano, NH ?f NH, fluoro, bromo, iodo, chloro, methyl, alkoxo, (3- 
diketonato and isopropoxo. 

23. The method of Claim 1, further comprising forming a sacrificial layer over the second surface prior 
1 0 to coating the first surface. 

24. The method ot Claim 23, wherein the sacrificial iayer comprises a maieriai suscepiibie to etching 
from exposure to the at least two reactant fluids. 

25. The method of Claim 1, wherein providing comprises plasma etching an opening in an insulating 
layer to expose a metallic element, thereby producing the first surface on the insulating layer with conditioning ligands 

1 5 thereupon and the second surface on the metallic element without conditioning ligands thereupon. 

26. A method of selectively forming a barrier layer over insulating sidewalls of an opening in a partially 
fabricated integrated circuit, comprising: 

forming ligands over insulating surfaces of the partially fabricated integrated circuit, leaving 
conductive surfaces exposed; and 
20 introducing vapor-phase reactants to react with the ligands over the insulating surfaces to 

selectively deposit a barrier material over the insulating surfaces. 

27. The method of Claim 26, wherein introducing vapor-phase reactants comprises alternatingly 
introducing at least first and second vapor-phase reactants in an atomic layer deposition process. 

28. The method of Claim 26, wherein the ligands are selected from the group consisting of hydroxyl, 
25 cyano, NH ? , NH, fluoro, bromo, iodo, chloro, methyl, alkoxo, [3-diketonato, isopropoxo. 

29. The method of Claim 26, further comprising removing the ligands from the conductive surfaces. 

30. The method of Claim 29, wherein removing the ligands comprises reducing. 

31. The method of Claim 26, wherein forming ligands comprises exposing the insulating surfaces to 

moisture. 

30 32. The method of Claim 26, wherein forming ligands comprises forming hydroxyl tails. 



16 



WO 01/15220 



PCT/USOO/23252 




WO 01/15220 



PCT/US00/23252 



2.-'3 




WO 01/15220 



PCT/USOO/23252 



3/3 



CARRIER 
GAS 



METAL 
SOURCE 
GAS 



NITROGEN 
SOURCE 
GAS 




F/G. 4 



INTERNATIONAL SEARCH REPORT 



Inter, nil Application No 

PCT/US 00/23252 



A. CLASSIFICATION OF SUBJECT MATTER 

IPC 7 H01L21/768 H01L23/532 H01L21/285 C23C16/00 



Acco*r:'-2 10 international Patent C-assi!tcaiion f.PO or to both national casstitcanon ar.a >PC 



e. RELDS SEARCHED 



Virirru-" xcunentai-or searcnea aassiitca'.on system tciio^ea b\ ciassntcaitor symbols > 



IPC " H01L C23C 



ccunen:ai'on searcneo omer nan mr mom docunentat on to me extent tnat sjcn documents are included m the t»e>ds searcnea 



E.fc'jirc- caa:a Dase ccrsuitea curing tne international sea-cn .name cr cata base anc Anere praci>ca.. searcn terms useoi 



EPO-Internal , PAJ. INSPEC 



C. DOCUMENTS CONSIDERED TO BE RELEVANT 



Categcrv - 1 Ctlation cr document wir indication wnere appropnate cr 'he retevani passages 



Relevant to clajm No 



MARTENSSON = ET AL : "ATOMIC LAYER EPITAXY 
OF COPPER. GROWTH AND SELECTIVITY IN THE 
CU( II )-2. 2 .6 .6-TETRAMETHYL-3 . 5-HEPTANEDI0N 
ATE/H2 PROCESS" 

JOURNAL OF THE ELECTROCHEMICAL 

SOCIETY. ELECTROCHEMICAL SOCIETY. 

MANCHESTER. NEW HAMPSHIRE . US . 

vol. 145. no. 8, August 1998 (1998-08). 

pages 2926-2931, X"000929578 

ISSN: 0013-4651 

the whole cocument 



9,22 



0 



"rer a^ajments a'e i.sted m 



Patenl famtv fence's are -isted -n anne* 



- i^eca cateqor.es of cited ccci-nntnis 

*A* dccL-nent defining the general state of ne ai *nich is ret 

consjaerea to be oi particular reie^ance 
*E* ear e- document but puC< , sieq c cr afle r me intemationa. 

f una za\e 

*L* ccCo^ent wnich may throw court's en pnonty c\zm>s>or 
*r*-_r s C r> e r} to establish tne CJOncation date o: another 
:;tat-on or omer speoai reasor .as speatieai 

"0* "o: jnent re'errmq ic an oral disaosure use exhibition or 



:ater document pubiisnea afrer tne international 'iirng aate 
or pnorcv da:e ana not in contact witr. the application dui 
atec to understana the prtnaDie or neon/ underlying the 
invention 

document of particular relevance tne claimed invention 
cannot Pe considered nove; or cannot Ce considered to 
involve an inventive step when tne document is taken acne 

document of particular relevance the c, aimed invention 
cannot be considered to involve an »nvenirve slep when me 
document 'S comb'ned w t, p one or men? orhe ,r such docu- 



12 3ecemoer 2000 


20/12/2000 


'ia~)t a- : ma.! nq address or me o A 


* L.mcn;ea c-rt-cc 


LJ r cpean ^atent CT>te D P 5 c 1 6 ■ ''rf "a 3" 




'< - ;'. H.;; H v' i- s A » 




. "■ i _ ~~ 34" - ; ' i * ■ 


M - * 


,i . • " . -1 - v 1 - 





INTERNATIONAL SEARCH REPORT 



Inter 1*4 Application No 

PCT/US 00/23252 



CfContinuattonj DOCUMENTS CONSIDERED TO BE RELEVANT 



Category ■ 



Z-rtatcn of document wiih moicaiton wnere appropriate ol ir.e retevan; passages 



Relevant ic claim No 



MI N J -S ET AL: "CHEMICAL VAPOR 
DEPOSITION OF TI-SI-N FILMS WITH 
ALTERNATING SOURCE SUPPLY" 
MATERIALS RESEARCH SOCIETY SYMPOSIUM 
PROCEEDINGS. VOL. 564 . US . WARRENDALE . P A: 
MRS . 

vol. 564. 5 April 1999 (1999-04-05), 
pages 207-210, XP000873805 
the wnole document 

RITALA M ET AL: "PERFECTLY CONFORMAL TIN 
AND AL203 FILMS DEPOSITED BY ATOMIC LAYER 
DEPOSITION" 

CHEMICAL VAPOR DEPOSITION , DE , VCH 

PUBLISHERS, wEINHEIM. 

vol. 5, no. 1, January 1999 (1999-01), 

paces 7-9. XP0008G3200 

ISSN: 0948-1907 

the wnole document 

US 5 579 459 A (GADGIL PRASAD N ET AL ) 

9 Marc- 1999 (1999-03-09) 

column 2. line 5 - line 60; figure 1AB 

KLAUS J W ET AL: "Atomic layer deposition 
of SiO/suD 2/ using catalyzed and 
uncatalyzed self-limiting surface 
react i ons " 

SURFACE REVIEW AND LETTERS, JUNE-AUG. 
1999. WORLD SCIENTIFIC. SINGAPORE, 
vol. 6, no. 3-4, pages 435-448. 
XPC00972688 
ISSN: 02I3-625X 

page 441. left-hand column, paragraph 2 
-page 442. "eft-hand column, paragrapn 2 
page 445. right-hand column, paragraph 2 
-page 446. 'eft-hand column, paragrapn 3; 

figure 12 

US 5 9C4 565 A (HSU SHENG 7ENG ET AL ) 

18 May 1999 (1999-05-18) 

citec in the appl ication 

column 6 . line 11 - line 22 

column 9. line 34 -column 10. line 53; 

figures 2.3.15-18 

DE 196 r 017 A (TOSHIBA KAWASAKI KK ) 
9 January 1997 (1997-01-09) 



1-4,6,7, 
26,27 



1-7,26, 
27 



1,9 



1-3.9, 
10,26 



26 



1,26 



INTERNATIONAL SEARCH REPORT 

lnform«tk>o on patent family mtmbtn 



inttn itl Application No 

PCT/US 00/23252 



Patent document 
cited m searcn report 



Publication 
date 



Patent family 
memt>er(s) 



Publication 
date 



US 5879459 



09-03-1999 



EP 
WO 



1025278 A 
9910558 A 



09-08-2000 
04-03-1999 



US 


5904565 A 


13-05-1999 


EP 


0892428 


A 


20-01-1999 








JP 


11087509 


A 


30-03-1999 








US 


6023102 


A 


08-02-2000 


DE 


19627017 A 


09-01-1997 


JP 


9022896 


A 


21-01-1997 








KR 


236626 


B 


15-01-2000 








US 


6013575 


A 


11-01-2000 



